. b Chemical shifts of carbon atoms in ppm. c Chemical shifts of hydrogen atoms in ppm. The multiplicities are expressed as d (dublet), dd (double dublet), ddd (double double dublet), brs (broad singlet) or m (multiplet), while the coupling constants (J) are expressed in Hertz (Hz). e-g Values can be exchanged. Figure 12S . Figure 14S . Figure 16S . Figure 17S . Figure 22S . Figure 24S . Figure 25S . Expanded Figure 26S . Figure 27S . Expanded Figure 28S . 
H-NMR (500 MHz, DMSO-d 6 ) spectrum of trans-tiliroside (2)

Figure 13S. Expanded 1 H-NMR (500 MHz, DMSO-d 6 ) spectrum of trans-tiliroside (2)
C-NMR (125 MHz, DMSO-d 6 ) spectrum of trans-tiliroside (2)
Figure 15S. Expanded 13 C-NMR (125 MHz, DMSO-d 6 ) spectrum of trans-tiliroside (2)
H COSY (500 MHz, DMSO-d 6 ) spectrum of trans-tiliroside (2)
H-NMR (500 MHz, DMSO-d 6 ) spectrum of cis-tiliroside (3)
Figure 23S. Expanded 1 H-NMR (500 MHz, DMSO-d 6 ) spectrum of cis-tiliroside (3)
C-NMR (125 MHz, DMSO-d 6 ) spectrum of cis-tiliroside (3)
H COSY (500 MHz, DMSO-d 6 ) spectrum of cis-tiliroside (3)
